b Yields were determined by GC-MS analysis using mesitylene as an internal standard (isolated yields are in parenthesis). b Yields were determined by GC-MS analysis using mesitylene as an internal standard (isolated yields are in parenthesis). c The reaction was performed in the scale of 0.2 mmol. b Yields were determined by GC-MS analysis using mesitylene as an internal standard (isolated yields are in parenthesis). b Yields were determined by GC-MS analysis using mesitylene as an internal standard (isolated yields are in parenthesis). 
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Mechanistic experiments:
Deuterium labelling experiment
In a 15 mL oven dried Schlenk tube NiBr2 (5 mol%), L2 (6 mol%), KOH (0.1 mmol), sulfone 1f
(36.9 mg, 0.15 mmol) and biphenyl methanol 2c-d2 (18.6 mg, 0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After 30h the reaction was stopped and quenched with water and extracted with ethyl acetate (2 x 5 mL). The combined organic phase was dried over sodium sulphate and solvent was removed. Purification of the compound done by column chromatography on silica gel gave the corresponding product in the reported yield. 
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In a 15 mL oven dried Schlenk tube NiBr2 (5 mol%),L2 (6 mol%), KOH (0.1 mmol), sulfone 1g-d2 (46.4 mg, 0.15 mmol) and alcohol 2d (12.2 mg, 0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After 24h the reaction was stopped and quenched with water and extracted with ethyl acetate (2 x 5 mL). The combined organic phase was dried over sodium sulphate and solvent was removed. Purification of the compound done by column chromatography on silica gel gave the corresponding product in the reported yield. 
Kinetic isotope experiment
In an oven dried 15 mL Schlenk tube was charged with NiBr2 (5 mol%), L2 (6 mol%), KOH (0.1mmol), sulfone 1f (36.9 mg, 0.15 mmol) and biphenyl methanol 2c or 2c-d2 (0.1 mmol) in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After design time (6 h) the reaction was stopped and quenched with water and extracted with ethyl acetate (2 x 5 mL). The combined organic phase was dried over sodium sulphate and solvent was removed and then external standard 1,3,5-trimethoxybenzene (0.1 mmol) and CDCl3
(1 mL) were added, stirred for 5 minutes and NMR was measured. Yield was determined by comparing the integral with the internal standard. 
Catalytic experiment with (L2)NiBr2
In a 15 mL oven dried Schlenk tube (L2)NiBr2 (5 mol%), KOH(0.1 mmol), sulfone 1a (0.15 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL).
The tube was closed and stirred in a preheated oil bath at 140 o C for 24 h. The reaction was quenched with water (2 mL) and the organics were extracted with ethyl acetate (3 x 10 mL). The combined organic layers were dried over Na2SO4, filtered and concentrated. The residue was purified by column chromatography over silica gel (100-200 mesh) with hexane/ethyl acetate mixture as eluent.
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Proof of vinyl sulfone as intermediate and alcohol as the hydride source
In a 15 mL oven dried Schlenk tube NiBr2 (5 mol%), L2 (6 mol%), KOH (0.1 mmol), vinyl sulfone 4a (0.1 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After design time the reaction was stopped and quenched with water. Yield was determined by GC using mesitylene as an internal standard.
In a 15 mL oven dried Schlenk tube NiBr2 (5 mol%), L2 (6 mol%), KOH (0.1 mmol), vinyl sulfone 4b (41 mg, 0.1 mmol) and biphenyl methanol 2c-d2 (18.6 mg, 0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After 24h time the reaction was stopped and quenched with water and extracted with ethyl acetate (2 x 5 mL). The combined organic phase was dried over sodium sulphate and solvent was removed. Purification of the compound done by column chromatography on silica gel gave the corresponding product in the reported yield.
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Figure S5:
1 H NMR of 3p-d obtained from 4b and 2c-d 2 .
Probing the involvement of Ni-H species: Preparation of Ni-H complex
The catalyst was prepared according to literature procedure. 12, 13 The L6-Ni-H species was obtained as pale yellow solid and used for further reactions.
Catalytic experiment with Ni-H complex
In a 15 mL oven dried Schlenk tube L6-Ni-H (5 mol%), KOH(0.1 mmol), sulfone 1a (0.15 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL).The tube was closed and stirred in a preheated oil bath at 140 o C for 24 h. The reaction was S12 quenched with water (2 mL) and the organics were extracted with ethyl acetate (3 x 10 mL). The combined organic layers were dried over Na2SO4, filtered and concentrated. The residue was purified by column chromatography over silica gel (100-200 mesh) with hexane/ethyl acetate mixture as eluent.
Catalytic experiment with Ni-H complex and vinyl sulfone 4a:
In a 15 mL oven dried Schlenk tube L6-Ni-H (5 mol%), KOH (0.1 mmol), vinyl sulfone 4a (0.1 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL). The tube was closed and stirred in a preheated oil bath at 140 o C for 24 h. The reaction was quenched with water (2 mL) and the organics were extracted with ethyl acetate (3 x 10 mL).
The combined organic layers were dried over Na2SO4, filtered and concentrated. 
Catalytic experiment with Ni-H complex:
In a 15 mL oven dried Schlenk tube Ni-Alkoxy (10 mol%), KOH (0.1 mmol), sulfone 1a (0.15 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL). The tube was closed and stirred in a preheated oil bath at 140 o C for 24 h. The reaction was quenched with water (2 mL) and the organics were extracted with ethyl acetate (3 x 10 mL).
The combined organic layers were dried over Na2SO4, filtered and concentrated. The residue was purified by column chromatography over silica gel (100-200 mesh) with hexane/ethyl acetate mixture as eluent.
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Isolation of byproduct :
In a 15 mL oven dried Schlenk tube NiBr2 (5 mol%), L2 (6 mol%), KOH (0.1 mmol), sulfone 1a (0.15 mmol) and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 
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Figure S7: 13 C NMR of the by-product.
Detection of aldehyde
In a 15 mL oven dried Schlenk tube (L2)NiBr2 (5 mol%), KOH (0.1 mmol), and benzyl alcohol 2a (0.1 mmol) was charged along with a magnetic stirrer in dioxane (0.5 mL) and the tube was closed before the mixture was placed in a preheated oil bath at 140 o C. After designated time the reaction was stopped and quenched with water. The reaction mixture was analyzed by GC MS using mesitylene as an internal standard.
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Figure S8: GC spectra for detection of aldehyde. Figure S10:
